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YOR'YRY, Yu.K."
— ———

Hutual catalytic tranformations of heterocyclic compounds. New methods e

for the aynthesis of heterocyclec compounds. Uch.zap,Hosk, un, .

n0.175:159~200 *'56, (MIRA 1013¢
(Heterocyclic compounds)
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" PHASE I BOOK EXPLOITATION TT9

Yur'tyev, Yurly Konstantinovich
Rehamiik bkl 58

Pralticheskiye raboty po organicheskoy khimit. [vyp. 1]t Sintezy s
pomoshch'yu tsink-d.magniyorganicheskikh soyedineniy, polimerizat-
siya 1 depolimerizatsiya polikondensatsiya (Laboratory Work in -

th Organic Zinc and Magne-

Organic Chemistry. Nr. 1: Syntheses W1l 2
sium Compounds; Polymerization and Depolymerization; Polycondensa-

tion.) Moscow, Izd-vo Moskovskogo Univ-ta, 1957. 126 p.
12,000 copiles printed.

Ed.: Korobitsyna,Il.K.; Tech. Ed.: Lomilina,L.N.
PURPOSE: This book 1s & handbook for laboratory work in organic chemis-
try intended for university students specializing in chemisiry.

COVERAGE: This book 15 the first issue of the series "Laboratory Work
in Organic Chemistry", based on the 1aboratory course in organic
chemistry given at Moscow State University in conjunction with the
lecture course "Synthetle Methods of Organic Chemistry". The lab-
oratory course 18 considered an i1independent course prather than a

card 1/%,
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" Laboratory Work in Organic Chemistry (Cont.) 779

supplement to the lecture course, The programs of both the labor-
atory and lecture courses were worked out by the faculty members of
the Chair of Organic Chemistry, headed previously by Academician
N.D.Zelinskly and at present by Academician A .N.Nesmeyanov, The
rirst issue consists of two parts: "Syntheses With Organic¢ Zinc and
Magnesium Compounds" by Yu.K.Yur'yev and R.Ya,levina; and "polymeri-
zation and Depolymerization Condensation" by Yu.K.Yur'yev. There
are no references.

PABLE OF CONTENTS:
Foreword 3

SYNTHESES WITH ORGANIC ZINC

AND MAGNESIUM COMPOUNDS ST

by Yu.K.Yur'yev and R,Ya.levina R
|

e Lo

P e s . e ot [
et e g e

Preface . : 5

Obtaining Magnesium Organic Compounds and Their Structure
Sgrui gre of mggges um organ g oompgunds
Carg 577n ng magnesium organlc compounds

(Yo fo

. bl
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YUR'TEV, Yu,K.; MEZENTSOVA, H.N.; SADOVATA, W.K, o I
j

"% ’.‘%h“ﬁq‘fw* . §

Progreas in the chemistry of selencphene, Vest, Hosk,un.Ser,.mat. =

melh, astron. fiz, khim. 12 no.4:201-222 '57, (MIRA 11:5) i

o 7 - 1. Ka.fed.ra. organicheskoy khimii Hosk:ovsk:ogo gosm!aratvannogo ;ﬂ"',,"

' | ,,,.universiteta. - B T
: ( Sele nophene )
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AUTHORS: Yuryev, Yu. K., and Yelyakov, G. B. St
TITLE: Tetraacyloxysilanes in Organic Synthesis. Part 10, Silicon
Anhydrides of Monobasic Saturated-Organic Acids in the Synthesis SRR
of Alkyl-Beta-Vinyl Chloride Ketones (Tetraatsiloksisilany v LT
organicheskom sinteze. X. Kremneangidridy odnoosnovnykh A
predel'nykh-organicheskikh kislot v sinteze alkil-beta- o
khlorvinilketonov) : ' : .
PFRIODICAL: Zmirnal Obshchey Khimii, 1957, Vol. 27, No. 1, pp. 176-179 (U.S.S.R.) '
e
ABSTRACT: Into the reaction of acetylene taking place in the presence of : K
' ’ anhydrous aluminum chloride, the authors introduced silicen R

anhydrides of acetic, propionic, n-butyric and n-caproic acids
and obtained homclogaus alkyl-beta-vinyl chloride ketones amount- A
ing to 30-41% of the amount of acild submitted to reaction. The

yields were lower than the ones obtainable with acid chlorides.

If the acetylene would have reacted mt only with the silicon

anhydride but also with the acid chloride which could have been

formed from the former under effect of the aluminum chloride then

the introduction of hydrogen chlaride into the reaction mixture

would have brought a greater yield of alkyl-beta-vinyl chloride

ketone. The reaction of tetraacy loxysilanes with acetylene in

APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R001963220014-3"
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e Tetraacyloxysilanes in Organic Synthesis 13

;
|
the presence of AlCly was established to be rather an addition ]
reaction. The addit;on of the silicon anhydride saturated !
monobasic organic acid to the acetylene led to the farmation of
orthosilicic acid ester and alkyl-beta-oxyvinyl ketone which under l
the effect of A1013 submitted to cleavage with the resulting forma-
tion of methyl-beta-vinyl chloride ketore and aluminum halide salt ] ;
of orthosilicic acid. It was assumed that silicon anhydrides of Bl
saturated monobasic organic acids react with acetylene in the i
presence of anhydrous aluminum chloride in accordance witlh the
Kondakov type reaction (7), i.e. directly, and that the formation
of alkyl-beta-vinyl chloride ketones is due to the cleavage by J
AlClqy of the initial addition products - orthosih.cic acid esters
. and alkyloxyvinyl ketones, B
5 There are 10 references, of which 9 are Slavic. zi?‘
l
!

ASSOCIATION: The Moscow State University'r(l(oskovaciy Gosudarstvennyy Universitet)
PRESENTED BY:

SUBMITTED: February 17, 1956
il = AVAILABIE: : , 4
~ Card 2/2 ' }
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. - AUTHORS: _Yuryev, Yu. K., ard Mezentsova, N. N, bk
TITLE: ~ "The Chemistryi of Selencphere. Part 5. Selenophene-2-Aldehyde :‘é

Sel enophene-2-Carbinol and Selenophere-2-Acrylic Acid (Ktimiya
Selenofena. V. Selenofen-z-aldegid,*selenofen-z-karbitxo]. i
gelenofen-2-akrilovaya kislota) v

. PERIODICAL: - Zhurnal Obshchey Khimii, 1357, Vel. 27, No. 1, pp. 17971952 ,‘(‘,’,-AS-S-R-)

ABSTRACT: - ‘Using dimethylformemide-as a base, the authors synthesized a
hitherto unknown selenophene-2-aldehyde which is similar in its
properties to aromatic aldehyde. The formylation of selenophene
with dimethylformamide was smooth, giving 2 75% aldehyde yieid.
Oxidation of selenophene-2-aldehyde with hydrogen peroxide resulted

p in the formation of gel enophene-2-carboxylic acid; heating of

selenophene-2-aldehyde with acetic anhydride and anhydrous safium

: acetate gave salenophene-2-acrylic acid. This acid was also

obtained through condensation of selenophene-2-aldehyde with
malonic acid in the presence of pyridine with consequent decar-

E boxylizing of the forming alpha-carbo;q-beta-(2-aelenophere)-

S —— = “gerylicraci _l'::,Sfxlgjxophem-2-aldehydew(whemre_cm,c_ed, with

ormaldehyde - n’fé’dhaitianjfof.:'i;hg‘::’fiaht_:hed(OrCanmzyZ@???e;???,i‘?ﬂ);;j

Gard 1/2
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YUR'VE V)Qck’

YUR'SEV. Yh.l.; HEZRRTSOVL,
__._-usaw‘" a2 =

The chemastry of eelenophenz. Part 7: Syntheuis and acetylation
of 3-arylselenophenes and 2, 3-benzoseleuophene. Zhur, ob, khim,

27 no,B8:2260-2267 Az '57. o A - (umA 10¢9)

N, MELEHT'YEVA, ?.4. TBRESHCHOVA, !b.G.

vy universitet.

1, Moskovakly goaudaratvenn
(Selenophana)
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OR'YEV, Tu.K.; MEZENTSOVA, N.N.; BALASHOVA, T.A.

4 g ARBRETA
Chemiatry of selenophena. Part 8: H-(selensnal-2) - azines,
z-phanyl—u-(aalenanal-z)- o¥agolone-5, 5-{selenenal-2 - thiazolidone
~ly= thion-2 uolenen&l—anodanlno) and hydrazothisrolynon gelanophene~-
2-aldehyde, zhur. ob. khim. 27 n0.9:2536=2541 8 '57.
: (MIRA 11:3)

1.Moskovekly gosudarstvennyg uniyersiteb.

(Selephona
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'YUR'YEV, Yu.K.; DYATIOVITSEAYA, S.V.

v gehylanesulfide in the synthesis of heterocyclic compcunds with
two heteroatoms. Part 3: ~arylthiazolidones-2 from H-B-mercapto
 =athyl) -arylamines. th:.ob.khim. 27 1n0.10:2644-2648 0 157,

- (MIRA 1l:4)

1,Moskovskly goswdarstvennyy universitet.
(Thiazoldinone) (Amines) ‘ :




"APPROVED FOR RELEASE: 09/19/2001

ST SRS B

ST

CIA-RDP86-00513R001963220014-3

42 SR B IR I Bk

S

TP ‘
Z{Uﬂ ‘/L:V,/u'/\’ . 79-%1=49/56

{ atiovitskaryds
AUTEORS: tur'yev, Yu. Kes Dyatliovit Kuy
. e . < Lpepeyailc
E Bthylere Sulfide in the Synthesis of Hetaroncy
TITLE: B 10 1

e wylifid v sinieza
. s . B arQy toms(mt-lenou.s _ P
dg Uith two Heterca 3 . ek rcg,*cmam-).
Compom‘l'siklicheskikh scyedinenly s dvunyad ff&‘;l_“
e gstezozthesis of 3-Aryl-Thiazcliidines 3“31"""-{ -
B R 5 s s lutiazolidinoy AL
' thia"Znos—194 (1y. Sintez 34uril-tiazoss i
; < - B
.- 4~uri1tiazanov—1s4)-

- " : _— 1 - N 1
EER]()I)] (:AL: 1 I.‘a. b ‘y i ]n' i A9 )i !010 2‘-. - 9
U Zh‘. bA i 0 Shcne K.;.. 11, ] ) l
pDo 1,1 48 51 51 (USSR;’

s g W - [
per %the authors snowsd V?ifoﬂre"”‘ion with
” < <Y ~n+ 1Ny 20 v
: A apviomines readily enve < thinzol-
(B-mercaplovihyl) “’i*im,aiéio woid by forming jearylihiazol
P 3 rIQNLEC i R cat. swde 1T
the chloranhydride oi cax o Tn cornection wiih ris it
w'dovleq—2 With :l'..'.(%lds Q% ;\Or' i .
i dones

, wehavier of the -
: to investigase she behavior
wag of intercst to-anves: gast vis

- ABSTRACT: In the preceding D=

sraTogous react with I

i in nn analegaiug Teaction .

“Yoarvlamines in an analcy ; oY "> ) }

| (Q—mercaptoeﬁhya-) 2 moval 1z halcgen 2toms than in phosgene: -
dinalides, with less movable haosite §:

i alkY & AL.l d4~1 X3 P4 iics ot v 18
1sE0 wiodd lgl" &Ald "74.“(&.. Lk il LoR3] J S Lo ons

[+ b3
. . oady used in ;}he
inted ount thatb bromethylene was a1f,? )bu* it suoms that
b 1l1"naa+" on with f-aninouthyloordup=ads, -
conde . LL O

11 amount,
W~ {B-mercaplto-

[ Zane—- 4 0. & ion 1 i SWi
that an fOI‘n‘.u Otl-y in 2
ia‘ aneg=ig on Lh(:l!r [e]e 2% 93

PR

~ o ‘ 3 aind ~ 'j - )":4‘1\_1_‘. ne ;
v W C “ 1 Q "' { -~ E2 va‘ tl
CaId l/o ihp (‘O"Hl“}xd}[ 101 f I ( 11‘3101
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1; iy
Ethylene Sulfide in the Synthesis of Heterlogy
With two Heteroutoms. IV. Synthesis of Z-ATY 3
4~Arylthinzanas-<l.4 1]

ethyl)-p=tolutding, N~(ﬂ»muronptoothyl)noﬁtaluidinﬂ,
N—(ﬁ-mercaptoethy13~r»aniaidina and N_(B—mercaptoethyl)»
o~anigiding with promome thylene leuds to the formation of a
<hlazolidine-cvele where, cerregpondingly; %..phenyl-y
<z -tolyl-, % eegnlsyl- and 3-¢-tolyl- as well as the
itherto unknown Z-O-anisyl—thiazolidines foru., The 34me
paction of N-(G-mercaptoethyl)-aniline, H»(Bnmercaptoethyl)-
=-toluidine, H—(Q-mercnptaethyl)—o«anisidine ond N-(B~ e
mercaptoethyl)"»anisidine with bromethylane cauged the P
e formation of a thipzane-cyole ~i,4 on #hich occasion th2 B
s 4~phenyl-, 4 :-tolyl-, 4-y=anisgyl- and 4- ~—-anisyithlazanes
s N _ are obitained.

e Therc sre 7 ruferences, 3 of which are Slaviec.
i ,

\

<
e
h
T

‘ASSOCIATION: Moscow State tlveraity Moskovokiy gosuderalveniyy universitet).

SUBMITTED: MNovember 5, 1956 =

) AVAILABLE: ~Library of Congress .

< 1, Cyclic compounds~-Synthesis 2. Ethylene sulfide-Chem-

. Cerd 2/2 . i{zal reactions 3. Cycllec compounds ~Condensation .
reactions
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b AUTHORS:

TITLE:

PERIODICAL:

~ ABSTRACT:
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Yur'yev, Yu. Ko Dyatlovitskays, 3. V. 79-11-50/56

Ethylene sulfide in the Synthesis ef Heterocyclic Compounds
With two Hetero-Atoms (Etilensul’fid v sinteze geterotsikli-
chegkikh soyedineniy s dvumya geteroatomami).

Zhurnal Obshchey Khimii, 1957, Vol. 27, Nr 1%,
pp. 3152-3154 (USSR)

previcusly showed that Hw(ﬂ-mercaptoethyl)—

arylamines readily enter into condensation with aldehydes;

phosgene, and bromethylene and'correspondingly form 2-alkyl- 0

(or arylm)~3—arylthiazoli ines; Bnarylthiazolidcncs-z, "

j-axylihiaznolidinas and 4-arylthiszanes-i, 4. But N-{f~

mercaptoebhyl)ﬂurylaminc carmet only be uoed in the anove-

mentioned sondensation, i.ge with 2 aplittlngy af £ ef aalbsl,

hydrogen cnloride and hydrogen bromide, but alygs in &

condeunsation with splitting off of hydrogen gulfide; 2.8

in the raachtion with carbon 4isulfide which gnonld

necessarily aad %o the farration of 5~arylthiaznlidinth'on ne-2.

of %he compoundsz of the thiazalidinthicn«? groap Lhase ha
the nitrogen—atel are vazt invostigate

2

ne aubstitusnis on 5
the 7_sikyl-(or aryl)*thiazolidinthions~_ worst. In

Phe suihors

]
-

e
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Ethylene Sulfide in the Synthesis of Hoterscyclic 79-11-50/56 :
Compounds With two Heterco-Atoms e

present peper the condensation of N-{B-mercaptoethyl)~

arylamines with carbon disulfide was carried out. This

condensation led to Zwarylthinzolidinthionene-2, which

convincingly indicates the high reasztivity of f-eminc- o
mexcaptan, arylated on nitrogen, intrcduced by the authors 5,
into the reaction (see formulsa). By conversion of 3~aryl~ _
thinzolidinthions-2 to the corresponding 3.aryltniesclidenes-2 i3]
by marcuric oxide their gtructure way proved. s

»

There are 13 referances, 5 of which are Slavic,

. . s - P e e - - - [ P . I . - . - - . . - . - - - A‘ :'
ASSOCIATION: Moscow State Undversity (Moskovskiy gosudarsivennyy } e
wniversitet ). ’4
{

SUBMITTED: November 12, 1956

AVAILABLE: Library of Congress ' E_ﬁ

: 1. Cyclic compounds-Synthesis 2. Ethylene sulfide-
% Chemicsl reactions 3. Ne(@-mercaptoethyl’-arylamines-
I Card 2/2 Condensation reacticus L.’ Carbon disulfide-
Condensation reactions
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» AUTHORS: Yur'yev, Yu. K., yezentsove, N N.,
Vas Kovekiy, V- Ye.

79-11-51/56

3 ~ TITLE: Chemistry of Selenophens (Khiniya selenofens) . ;

' IX. Condensation of Selenophene-é-ﬁldehyde yith Methylketones. i

Synthesis and Reactions of'Z—Bethylselenophene~5—A1dehyde P

(1%. Kondensatsiya selenofen~2-al'degida s metilketonami. P
|

Sintez i reaktsii 2~metilselenofen-5-a1'degida .

PERIODICAL: Zhurnal Obshchey Khimii, 1957, Vol. 27, K« 11,

pp. 3155=3160 (USSR)

e ABSTRACT: In the present paper tne authors continue the jnvestigation

I of the reactivity of selenophene—Z—aldehyde in examples of

ith nethylketones. Its condensations with

ed smoothly and lead to the formation

of unsaturated ketones which possess the selenophene-cycle. e

In this manner the following compounds were obtained: o

selenenal-Q-acetone, x—(selenenal-Z)-acetophenone,

a-(selenenal-Z) s7-me thylacetophenone, {-pheryl-5- :
iaelenienyl-?g-pentudiene—1,4—on-3, 1-(furyl-2)-5- >
gelenienyl-2 -pentadiene-1,4—on-3 and 1,5-di—(selenienyl—2)-

s4=on-3e The aminomethylation of selenenal-2-
) leads to the hydro-

its condensation ¥
methylketones proce

pentadiene—1
Card 1/2 acetone according to Mennich (Mannikh
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Chemistry of Selenophemns. IX. Condensat

_ 4ldehyde With Methylketones.
2-Methylselenophene-5-A1dehyde

chloride of 5-dim
t-ons-3. The redu
2.methylselenophen
to 2-methylselenophe
gelenophene., The con
gldehyde with hippuri
correspondinglyryields

ne angd ¢

¢ acid,

oxazalone-5,5=(2
and B-(2-methylselen
of thiosemicarbazone of 2
chloroncetic acld loads to
ﬁnmothylunlﬁnnphuné»5~n1dehy
There ure 4 referenced, #

jon of Selenophene-2-
Synthesis and Reactio

e-5-gldehyde accor
orrespond
densation of 2
rhodanine and
2—pheny1—4-(2
( -methylselenenal~5
ophene-5)-acrylic acid.
-methylselenophene
the hydrazothiazolino

da.

11 of whioh are

79-11-51/56
ng of

enienyl~2)-pentene-
gldehyde and

ding to Kizhner leads
ingly to 2,5-dimethyl—
—methylselenophenenS—
malonic acid
-methylselenenal—5)~
done-4-thion-2
The condensation
~-5-gldehyde with
ne of

)~-thiazoli

Slf‘Vi Q.

& ASSOCIATION: MosCOW State University (Lioslkovskly gosudarstvennyy universitet).
| SUBNITTED:  Mnwnmhar 14, 1056
1. Selenophene-Z-aldehyde-Condensation reactions 2. Methylketones~
* Gondensation reactions 3. 2-Hethylselenophene-S-aldehyde—
Synthesis La Z-Methylselenophene-S-aldehyde—Condensation
Card 2/2 ;
reactions
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AUTHORS: Yur'yev, Yu. K., Belyakova, 2Z.'V.; Zefirov, N. S. 79-12~19/45 i
TITLE: Tetraacyloxysilanes in Organic Synthesis L
- (Tetraatsiloksisilany v organicheskom sinteze). ]
X. Comparative Effect of Catalysts on the Occasion of Acylation g,

PR

Reaction of Benzene and Thiophene With Tetraecyloxysilanes
(Sravnitel'noye deystviye xatalizatorov v reaktsii atsiliro-

vaniya benzola i tiofena,tetraatsiloksisilanami)a f'i
PERIODICAL: 7hurnal Obshchey Khimii 1957, Vol. 27, Nr 12, pp. 32643270 ;j;

(USsR) .
ABSTRACT: In the present work the comparative effect of a series of .

catalysts in the aoylation reaction of thiophene with tetra-~
acetoxysilane with the mixed anhydride of the orthosilicic
acid and acetic acid is investigated. The cabality of reacting
of the two anhydrides to be exspected was exemined in order
to known whether the actuel ecylation of thiophene, selenophene
and benzene is due to the silico-anhydrides of the organic o
acids only or whether also chloroanhydrides participate, since s
they also occur on the occasion of the reaction of silicium~ o
tetrachloride on the giliciumanhydride which has already
formed (see formulae!). The acylation of thiophene with the
Card 1/3 above anhydride does not only occur under the presence of

T
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Tetraacyloxysilanes in Organic Synthesis. ' 79~12~19/43
X. Comparative Effect of Catalysts on the Occasion of Acylation :
Reaction of Eenzene and Thiophene With_Tetraacyloxysilanes.

anhydrous zinc perylliium chloride and boron fluoride, with N
yields of 25,5-46,5 % but also under the presence of tetra- _—
titaniunm chloride with a yield of 93,5 %. The acylation of -
benzone with anhydride oogcurs under the presence of anhydrous
aluminium chloride, o8 woll as of anhydrous iron chloride. No
acylation of benzene takes place under the presence of an-

hydrous zinc chloride, beryllium chloride, boron fiuvoride and
titanium tetrachloride. The acylation of benzene and thiophen o
leads to the sanme results in the golvent with pure mixed an~ ﬁ{
hydride of gilicic and acetic acid, gained from giliciumtetra~ i
chloride and acetic acid anhydride, elso from silicium tetra-
. chloride and acetic acid with the same results, which is &

convincing prove that the acylating agent is in fact the an- .
hydride. On this basis the acylation process of the thiophen L
nucleus could be proved by means of the mentioned anhydrides. Ly
There are 2 tables and 33 references, 9 of which are Slavic. :
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Tetraacyloxysilanes in QOrgenic Synthesis; : C : 79—'12-‘19/4}

- X. Comparative Effect of Catalysts on the Occasion of Acylation

Reaction of Benzene and Thiophene with Tetraacyloxysilanes.

ASSOCIATION:

SUBMITTED:"

AVATILABLE:

card 3/3
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Moscow State Univereity
(Moskovskiy gosuderstvennyy universitet).

ﬁovemher 22, 1956

Library of Congress

1. Tetraacyloxysilanes - Synthesis 2., Benzene -
Chemical reactions 3, - Thiophene - Chemical

reactions L. Cyclic compounds ~ Chemical
reactions

2l o

$ 8

i SR e

CIA-RDP86-00513R001963220014-3" :




"APPROVED FOR RELEASE: 09/19/2001

S SRR E RN 20 SRS BT S0 P B MR

CIA-RDP86-00513R001963220014-3

SR R S SRS | DT R N 2 < .
e A B S 1 IS AL

‘.ii‘.é
" AUTHORS: Wnyatlovitakwa, S Vey 79-12-20/43
’ BuIQVini e o
TITLE: Ethylene Suiphide in Synthesis of the Heterocyclic Compound s bk\_ :

with two Hetero-Atoms
P (Etilensul‘fid v sinteze geterotsiklicheskikh soyedineniy 8
dvumya geteroatome.mi).
R vI. N - (p-mercaptoethyl) - ¥ - Aniline Chloride and its
Condensations with Aldehydes, Phosgenes, Carbon Disulphide
(N - (p‘-merkaptoetil) -~q - khloranilin i kondensaetsii yego
s al'degidami, fosgenom, gerouglercdom).

PERICDICAL: %hurm;.l Obshohey Khimii 1957, Vol., 27, Nr 12, pp. 32713275 <
' USSR 7 ‘ o

o ABSTRACT: In this work the reaction between ethylene sulphide and

o p ~ aniline halides was investigated, When using §C - aniline
e chloride the authors obtained N - ((B-mercaptoethyl) ~qC -
T aniline chloride . '

: HZC\--/CEa .

, 3 _4+n 76]7(?634“32 -) n - ClC6H4!lHQQZSH
However, it was impossible to carry oht the same transposition

Card 1/3 with p - bromine or p - aniline jodide: On the occasion of

3 N
»

é;‘v’r»ﬁ«»-ﬁ i 5% AL m
220014-3"

i I :
CIA-RDP86-00513R001963
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BEthylene Sulp
with two Hetero-Atoms. o GO
VI. N - (8-mercaptoethyl) - qr - Aniline Chloride and its
Condensations with Aldehydes, Phosgenes, -Carbon Disulphide.

'=1_ﬂ“_,yﬂ__WWmmmMAMH_AMmercaptoethyl)__ggmqAaniline;chlﬂriﬁﬁH!bich on the occasion

APPROVED FOR RELEASE:

hide in Synthesis of the Heterdcyclie Compounds — 79-12-20/43 8

an attempt to preciptitate N - (B-mercaptoethyl) - ¥ - eniline
bromine bg means of destillation an explosion occurred at ‘

110 - 115° which was the case algo with all iodine compounds
inspite of all possible precautionary measures. This in-

atability which both compounds must be explained by the mob-

11ity of bromine and the still greater one of iodine which

gives the possibility that further condensations must occur

towards the sulphohydro- and aminogroup at increased

temperature., The spontaneous releage of hydrogen halide then

leads to the explosion. The interaction between the ethylene
sulphide end p - eniline chloride thus leads to N - (B-

of oxydation with iodine forms a dihydrate p;ﬁf‘:“ﬁi”i“(§:”—“‘*”‘”“'
chlorophenylamino) diethyldisulphide. N - (P-mercaptoethyl) -

{ - aniline chloride frequently condensates with fat end

aromatic aldehydes (with formic, proprion, butyric and benzoie
aldehyde) as well as with phosgenes and with carbonic disulph~

ide. Thus, 3 - - chlorophenyl, 2 - methyl - 3 -9C- chloro-
phenyl, 2 - ethyl - 3 -ﬂt'- chlorophenyl - 2 - propyl -

b

09/19/2001 CIA-RDP86-00513R001963220014-3
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Ethylene Sulphide in Synthesis of the Heterocyclic Compounds 79-12-20/43%
with two Hetero-itonms, - o . : :

VI, § - (p-mercaptoethyl) - T - Aniline Chloride and its

Condensations with Aldehydes, Phosgenes, Carbon Disulphide.

3 = 47 - chlorcephenyl, and 2 - phenyl - 3 -+ - ¢hlorephonyl-
thiazolidine as woll as also 3 % = ohlorophenylthiazolidine
-2 ~and 3 .:p - chlorophonylthiazolidinethion - 2

which are not described in technical literature are Syn-

thesized. RN
There zre 10 references, 6 of which are Slavic. e

B ASSOCIATION: Moscow State University
: (Moskovskiy gosudarstvennyy universitet).

SUBMITTED: December 28, 1956 e
~ AVAILABILE: Library of Congress :

1. Cyclio compounds - Synthesis 2, Cyclic compounds -
Condsnsation reactions

Card 3/3
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20-2--26/60 -
Korobitsyna, I. K. , Zhukova, I. G. , Kuvshinova, V. A. , 3
Gaydamovich, N. N. , Yuriyev, Yu. K. £

S g R R SR BT 5
Synthesis and Isomerization of Enol Acetates of ﬁmFurani-
dons (Sintez i izomerizataiya enclatsetatov Frfuranidonov)

Doklady Akademii Nauk SSSR, 1957, Vol. 114, Nr 2, pp. 327-330
(USSR)

The derivatives of theenolic form of tetrahydrofurancn-3?

( PB-furanidon) and of its homologues have hardly been in-
vegtigated at all. The authors of the paper under review, in
order to produce the acetylic derivatives of the enolic form,
uged such ketones of the [-furanidon series in which only
one single methylene group stands in the Of-position with

— T respect to the carbonyl group. This made 1t possible to ob< ;__j.

tain onlyme enolic acetate with a position of the double

bond that was known in advance. Isopropenylacetate was used L
ag acetylating substance. So far, this type of the inter- 1
esting furanidon derivatives has not been described. ’ N
The authors of the paper under review examined the behavior
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20-2-26/60
Synthesis and Isomerization of Enol Acetates of {3-Furanidons

‘ _ of these enolic acetates with resmct to halogenation and
jsomerization. At chlorine blowing through 2,2,5,5-tetrame-
thylfuranidon-3-enolacetate, or through itssolution in chlo-
roform or absolute ether, there is produced at -5  a mono-
chlorine-ketone of the furanidine series, i.e. 4-chlorine- 1]
-2,2,5,5-tetramethylfuranidon-3. This reaction is.of fundamental
importance, but it has no preparational significance, One of -
the most interesting reactions is the isomerization of the S

. thermal oxr catalytic enolacetate-ketorm into [3-diketones. .

. Iﬂtriboroflgoride is let through cooled enolic acetate a g

N " ~40 to -« 20, no isomerization takenm places A% -10 to -5, 5

I on the other hand, after a certain period o dinduction a i

- turbulent reaction takes place as well as a total resinifi- 1

cation of the reaction mixture. If the same enolic acetate e
is let through a glass tube, which is filled with wadding of R
glass and hegted up to a temperature of 500o (but not bglow) 4

i then anisomerization into 4-scetyl-2,2,5,5-tetramethylfurani- e

S o don-3 takes place. At -higher temperatures the yield deoreases. ‘{,_

" from 36.5 % to 5 - 10 %, As a mater of fact, it is split in- o

. to a ketone and a ketene. The production of a cupric galt o

Card 2/} and of the derivatives of the 4-acetyl-2,2,5,5-tetramethyl-

Py
«
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' 20-2-26/60
Synthesis and Isomerization of Enol Acetates of P—Furanidons

furanidon-3 as well as an intensae violet coloring by solution

of ferric chloride confirm its gtructure. The apectrum of

abosorption of this oupric galt as analogous to the spectrum

of nboorption of the ouprio npalt of acetylacetone, which 18

one of the characteristia (}~d;i.kctonou. The ox‘purimqntal

part of the paper under review deseribes in detail the ro-
actions together with yields, constants and me thods. There e
are 6 references, 2 of which are Joviet..

ASSOCIATION: Moscow. State University imeni M. Vo Lomonosov (Moskor skiy <
gosuda.rstvennyy universitet ime M. V. Lomonosova

PRESENTED: January 16, 1957, by B. A. Ka_zanskiy, Member of the Acadeny
SUBMITTED: January 12, 1957

AVAILABLE: Library of Congress
Card 3/3 '
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lﬁgxﬁgﬁ/b 1 K'/-Mz'uuégm. 1,0.; VOROWKOVA, V.Va; TWRUIEV, Yaofe .
KOR s ¢ delte} T

: 't duction
- 1a of L oxy~2,2, 5,5-tetra-alkyl-j-fnr:nid:ne;o‘g.t:; radu s .
i;urt‘:i:onitfoso-z,& 9 5-tatra.-a1ky1-3-.furan1 onas, (Hmsssgllzj) ;
10,2:237-2k0 W 57, . ‘

Mo kovskly gosudarstvennyy universitet im. H, V. Lomonosova,
1, Hos

AN, Nesmeyanovyu.
Prodatavlano akedemikom (Furan sompounds) |
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AUTHOR:  Yur'yev,Yu.E., Rozantsev,E.G.,and 30v/55-58-1-24/33
Go&oviEova,S.R. 7

TITLE: Catalytic changes of ﬂeterocyclic Combinations. LIV. Change of ]
2,345 - Prialkyl - Furnadynes Into 2,549 - Trialkylthiophanes e

(KatEIiti6h§§kiye~prevrashcheniya_geterotsiﬂi:heskikh goyedineniy. .
LIV. Prevrashcheniye 2,3,5 - trialkilfuranidinov v‘Z;B;SAvﬁtrialkil:M,<
tiofany) , S

PERIODICALs Vestnik Moskovskogo universiteta, Seriye fiziko—matematicheskikh i ,
yestestvennykh nauk, 1958, Nr 1, PP 183-166 (USSR) .

ABSTRACT:  The pathod of the amalytic change of ozygen-containing heterocyclic -y
- gombinations in cycles with other hateroatons was used success- ) -
fully for the aynthesis of 2,5,5 - trimethyl, 2,5 - dimethyl - 3 -
ethyl - and 2,5 -~ dimethyl -~ 3 - propylthtophene out of
corresponding trialkylfurnidynes. The obtained 2,%:9 - trialkyl- S
thiophanes are colorless fluids not solvable in water, boiling at B
the normal pressurs, and having a characteristic odor.
There are 12 references, 8 of which are goviat, 3 Amerioan, and
1 French.

ASSOCI7TIOB:Kafedra organicheskoy khimii (chair of Orgenic Chemistry)
Card 1/2
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AUTHORS: Yur'yev, Yu.Ke, Rozantsev, E.G.s Gribov, 3.G.
sl AAc s el :
TITLE: Synthesis of 2,3,5-Tria1ky1thiophanes by Gatalytio Transiorma-

tion ofk2,3,5—Tria1kylfuranidines (sintez 2,3,5-tria1kiltiofunov Sk
kataliticheskim pxevrashcheniyem 2,3,5—trialki1furanidinov -

5 PERIODICAL: Knimicheskay&a nauka i promyshlennost‘, 1956, Vol 111, Hr 6,
s  pp 830-831 (USSR) :

ADSTRACT: The use of the sulfur-organic conpounds from sobtroleum ig un in-
portant tagk for Soviet scientists. The different stuges of &
synthesis of 2,3,5—trialky1thiophanes from 2,5,5-tria1kyl-

furanidines are shown. Other compounds of this group are pre-
sented in 2 table.

et There are T Soviet references.

ASSOCIATION: -Hoskovskiy gosudarstvennyy universitet imeni M.V. Lomonosove
. (Moscow State University Tmeni M.V. Lomonosov :

SUBHITTED: April 30, 1958 '
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fractions is of & great practical and technologicel interést
V. M. Tatevskiy-and one of the authors (Ref 1) tried to ana=
: : . lyze the Raman-speetrum of -thioph&ne and of aighﬁ,of i4a homo~ -
! : L ~ logues with the Tesult. that they observed {n &ll compounds in- B
' ' vagtigated a .charagteristic frequency of 690 am~' which was >
Fe asoribed %o the fully syzmetrical ascillation of the fhiophene
' ring. On the other hand, the spectra of the gulphides with open
cerbon chaina show -~ in the range baetween 600 and 700 cm™" -
_slge inteasive linos which are-asoribed %o thae valency oscillee
tions of the C-5-bond. (Refs 2-5). Henoe, a8 the llaman speotrum
I ig but roughly indicative, and a8 1% is difficult to decipher
i% in view of ite extensive background, the above authors tried ~
S Card,1/3 ) to use the_infrarod spectrun for jdentifying the five-menber B

o R R P R LSRG : , .. g
. .{:
: - 5.(304) . : A _ _ -
= - AUTHORS: Jurtyev, yu, K., Rogantsev, BE. Gey sov/sa-se-&-:u/y
e PITLE: The Infrared Spectra of Thiophena and Its Homologues
P L (Infrakrasnyye apektry $iofane 1 yego gonologov)
i A P .- ’ - N . .
f?i PERIODICAL: Vaastnik uopkovskogc univerciteta.'Serigu«matematikg, mekhaniki,
} R astronomii, fiziki, kh:zmu.;_19se..gn;6.-pp 215 - 222 (USSR) '
%?— ABSTRACT: Aa the exact determination of sulphur containing potroleun o
i
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I The Infrared Spectrs of Tiophens and. Its Homologues - 807/55-56-6-21/31
il , oicliéisulbhidon. Boside@, publications-areilaoking of data fg;
on the {nfrared spectrmm of the. thiopbene homologuos, The A
task, therefore,-consisted~in tinding.out~tha,charucteristicu ‘
of the jndividual bands of the varioud connecting groups of

[

BN
J»’

B

the homologues worth an anelysis. The jnfrared spestra were
faken of the roproaen%ativea'of the 2-Alkyl-thiophasne range
(alky’l-czﬁs, 0537. c 4119) {Fig 1), of the 3.alkyl-thiophenes
(81ky1-CoHgy c331, c4n9. csn". 1'05311- Celysi Fig 2), the

spectrum of the 2.5 dimethyl-thiophane, the representatives

of tha range of the 2.5 dimethyl-3-alkyl-thiophene (alkyl-

CH, Collgs Cxlqs C,Bgs 1-C4Hgs "5*’11 ‘F““‘°5811 Fig 3). The

£iat two ranges, but also the laat, show in their spectra a
repetition of varioua frequencies which can be anployed forf
characterizing the individual compounds. The valency oscille-

tions 6f C-8 are somewhal lower in the 2-alkyl-thiophanas W
than in the 3.alkyl-thiophanes (715-730 end T130-7%0 cm“). =
With all monoalkylthiophenes the frequency of the annular

gkeleton was at 1260 cm~1, whilst with the trialkjyl-thiophanes

this fraquency anounted to 1250 cz~'. The bands, absent in

card 2/3

M 2

GG ;.ﬁ;._.t-;;f%“ 7 3
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{ The Infrared Spectra of Thiophane and Ite Homologues 30‘7/55-58-6-27/31

i i . . - - N . :

‘ the infrared spectrum of the thiophene itself and ¢he bands,
all but intensive, in the infrared spectrum of the monoslkyl-
-thiophanes in the range about 1370 on~1, were consideradly

~_stronger with the trialkylthiophanea. Furthermore, the_ inten-
gity of the bands in the ranged 2950o294ohand,296thmf?,gpn-ﬁﬂr 5
giderably increased with the increasse of the methylene groups .

: and the maethyl~groups. Investigations in connaection with the S

S infrared spectrum proved that they may be employed advanta- '

geously for an analjéih'dfHﬁhé“aulphur—bontaining gtroleun

fractions for determining the thiophene and its homologues .
contained therein, The specirograms wers taken by meana of the -
gpectrometer IKS-11. The constant values of the monoalkyl- -
-thiophenes and the 2.5 dtmethyl-3-alkyl-thiopheneq are com= o]
piled in tables 1 and 2. The aynthesie of the lest mentioned e
compour:ds is described briefly. There are 3 figureg, 2 tables,

and 22 references, 13 of which are Soviet.

; ASSOQIATIOH: Kafedra organiqheakoy khimii (Chair for Qrg&nic Chqmiutry)

. QUPMITTED:  September 19, 1958
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79-1-1/63

AUPHORS: Yur'yev, T[i. ., Belyolova, 7. V.
L f—~/"'"—"_-——— .
PITLE: Tetraacylbzysilanes 45 Orgunic Synthesis (Tctraatsiloksi- ’

sileny ¥ organicheskom ginteze
K111, Synthesis of H,H-Diethylamid— and H-prylamid Acids
yith the Aid of the Silicon Anhydrides dﬁm@dm;m@g Orgmic
Acids (XIII ginte2 H,ﬂ—dietilamidov i L-arilanidov riglot @
pomeshch'yu Premneangidridov predel'nykh odnoosnovnykh S
‘orgunicheskikn xislot) ' , e

PERIODICAL: Zhurnal'Obéhchey Yhimii, 1958, Yol.v28, Mr 1, PP- 3.6, (USSR)
ith earlier foreigh porks the authors in the
present work for the syntheais of N,H-diethylamides and H-
-arylamides used.tetraacyloxyailancs - mixed anhylrides of
orthogilicic acid and organic acids. These jatter had bveen

ABSTRACT : In coxnnection V

. - ’ guccessfully utilized by K. D. Petrov in the acylation of

aronatic compounds
rydrides and chloro-anhydrid
adopted the same course in the acyletion

“compound
card 1/3- well as in the synthesis of aromatic o

(of benzene and toluene) instead of ar-
es of acids. The authors
of heterocyclic

g - thiophene, selenophene, pyrrole end indole, a8
g - ungaturated
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‘Petraacyloxysilanes in Organic Synthesis 79—1—1/63
XIII. Synthesis of N, H-Diethylamid- and N-Arylanid dcids With the Aid of _
the Silicon Anhydrides of Saturated Honobasic Orgenic Acids i

acids. The reaction of the silicon anhydrides of monobasic ‘P
organic scids with gecondary aliphatic amines may serve &s %
o convenient method of synthesis of 1, N-dialkylanid ncids.
According to this method the authors obtained the If,l-di-
ethylamides of scetic, proplonic, n~butyric, n-valerianic,
jaovelerianic and coproic acids with good yields (60-907) .«
By the acylation of aniline and methylaniline with the aid
. of the anhydride of silicic and acetic acid it waz ghown
that the N-arylamides can be synthesized in this manner. In (T
the synthesis of N-substituted acid amides the use of tetra- S
oxysilanes has preference over the chloro-anhydride or the L
_anhydrides of scids., The process of reaction of eniline with
tetraacetoxysilane is representeg in the following manner: o

. []
4C HNIR' + (ca3coo)431 - 4c6n5n--cocn5 + si(oz{)4 where

* R' = H, CHB' Therc are 22 referenccs, 9 of which are Slavic.

_ ASSOCIATION: Moscow State Unlversity (Moskovskiy rosudarstvennyy
‘ universitet)-

Cord 2/3
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AUTHORS: vyr'yev, fu. K., Zhukova, i, G. 79—1~2/63 J?ﬁ;
The Catalytic conversion of Eeterocyclic Compounds S
(Kataliticheskiye prevrashcheniya geterotsiklicheskikh C-

soyedineniy)
L11I. The gonverainn of Oxunzole Houolognos 10 Thinzcle
Homologues {(LIII. prevrashcheniye gonologov oksaznols V

.gomologl tiazolz)
1958’ Vol. 28, Hr 1’ DP. 7"11 B

PITLE:

zhurnal Obshchey Khimii,

PERIODICAL:
(ussR)

ydrogen sulfice ynich

n of oxazoles with K
thiazoles vwas not in-

Phe reactio
e corresponding

ABSTRACT:

should lead to th
vestigated. nut this reaction, including the derivztives,
for the characteristic of the oxazole

ig of high interest
cycle. The formation of tninzoles frem oxazoles in this

converaion night confirn the chemical proximity of the
,Wpt?ugturﬂlly gimilar cyclic gystens o their cyclically
1inknd'oxygenwntom.-Tho_invannigutipn performod by the

guthors of the cetalytic conversion of the methyl homo= ... Q
card 1/3 .~ 1logues of ozazole under the influence ‘

of haodrogen gulfide
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- The Cntulytic‘Canersion of Hetorocyclic Compounds 79-1-2/63
LITI. The Conversion of Oxuzole Homologuse to Thipzole Homolognes

showed that the alkyloxazoles, like other five- and six- Sl
~-nenbered oxygen-containing heterocyclic compounds of an LT
_aromatic or aliphatic nature, are suvbject to a seneral i
s reaction in which the cyclically pound oxygen is replaced W
e ‘ ' by sulfur. The isonmeric dimethyloxazoles (2,4-5 245~ and
4,5-) and 2,4,5—trimethyloxazole under the influence of
hydrogen sulfide upon them in connection with aluminuan
oxide and at elevated temperatures, 1ike other five- and
gix-membered oxygen—containing heterocycles, undergo i
gubstitution of the pridge hydrogen by sulfur, where the
cosresponding dimethyltniazoles (2,5 and 4,5) and 2,4+5-
~trimethylazole are produced. The cotalytic conversion of
the oxazole-cycle to the thiazole-cycle takes place in the
gsame manner as the gnalopous conversion of furfurone to
"thiophene;wButmit~became,evident,thatmghghoxazole cycle is
much more rcsistant than furfurane with regard to the
action of hydrogen culfide under these conditions. There :
arc & references; 2 of which are Slavic. .

ASSOCIATION: Moscow State University. (tloskovskiy zosvdaretvennyy
Card 2/3 universitet :

,%,
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AUTHORS: Yup ! yeEeYimdas Sadovaye No Koo 79-28-5-12/61 eSS
) Gal'bersntam; M., A

L]

h TITLE: Selenophene Chemistry (Khimiya gelenofensa)

- I X. Synthesis of the EwmethylsalenophenewZHAldehyde and

, 2,3~as Well as 294nDimethylselenophene

N , (X, Sintez meetilselenofenm2=al’degida 1 2,3= 1 2,4=
‘ dimetilselenofena)

PERIODICAL: 7hurnal Obshchey Kunimii, 1958, Vol. 28, Nr 3: PP. 620~624

. , (USSR) <
ABSTRACT: - In the jcdination and reaction with metallo~organic compounds :",,

of the selenophene ducleus in 7.methylselenophene and 2;4~ B

dimethylaelenophene (Ref 3) the authors agpumed in %

consequence of the analogous structure of selenc—~ and
thiophene that %thers must be also ar aralogy with respect
to their chemical properties. Therefore they assume:d
s priori that in the Bnmethylselenophene the gabstitution
_ of hydrogen Ty icdine is aocompanied by the formation of _
- 0.10do-3~-methylselenophene, which after the actlon of B
o Card 1/3 1ithium phenyl and after sarbonization converts g 3-methyl-~ ‘
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B Selenophene Chemistzy 79-23~3w12/61 i'
- X. Synthesis of the meethylselenaphenam2~Aldehyde and - S

- 2,%-ag Well as 2,4fDimethylselenophene }
' i
L

1

t

!

|

: eelensyhanenaﬂcarbozylic acid. They alsc concluded that in
the iodination of~'.2.y-,4»dimethylaelanopheng: +he subatituticn
of hydrogen by jodins in tha position 5 of the nusleus tokod
place at a formation of 5~iodon2g4~dimebhyluelqnuphena:
Therefore, after its metal reaction and carbonization they
attributed to the final produch the gtructure 2.4-dimethyl-

. selenophene~5wcorboxylic acid. The proof had, however, to be

e . given that ia the presence of & methyl group in the position )
S 3 of the seienophene aucleus halegenation and mercurization o

actuelly take place in the position 2 and that also with i

2g43dimethylsi1enopbene this substitution reaction takes

place in positicn 5. In the present work counvineing proof

is furnished for this orientation with regard 10 F-methyl~ = T

and 2u4udimethylselenophene in the iodination and s

mercurization. For +the synthesis of 2,4adimethylselenophene &

: the authors used the 2.mthylpentene~3; which was added to B

N the reaction with selenium dioxide in the presence of chromiun

oxide snd aluminunm oxide, as well us to the reaction with
: metallic gselexium (aee mentioned reaction procesa)" From
Card 2/3 this can be seen that f rom the gtep-hy~step process only
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Selenophene Chemistry . , 79-23-}»12/61
X gynthesis of the 3»mathylaelenophene~2~aldehyde and
2,3-as Well as 2,4=Dimethylselencphene

one 2,4-dimethylselénophene could be ohtained. For the
synthesis of 2,3-dimethyiselenophene the 3-methylselenophene
was used the formulation of which leads to an aldehyde
to which the structure 3ﬂmethylselenophene-Znaldehyde was
attributed; this could be supported by experiments. This
aldehyde converts to 3-methylselenophene-2acarboxylic acid
- in oxidation; and %o 3~methylselenophene~2~carbinol in
A reduction. In the investigated reactions of halogenation,
mercurization and forarlation of 3-methylselenophene it
was also proved that the substitution of hydrogen takes
place in the position 2 of the selenophene cycle (see
formulae).
Phere are 8 raeferences; 7 of which are Soviet.

i ACGOCIATION: Msskovskiy gosudarstvennyy universitet b
: (Moscow State University) I
_ SUBMITTED: February 4, 1957 1
card 3/3 ,[
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AUTHORS : guriyes, Tu. K.; Dyatloviikaye, 5. V. 79-28-4-6/60
; © TITLE: gthylene Sulfide in fhe synthesis of Heterocyelic
T Compounds With 2 Hetero Atoms (Etilensul'fid v sinteze
geterotsiklicheskikh soyedineniy 8 dvumysa geteroatomami)
Y11. 3-ATyl Thiazolidine»ZwCarboxylic Acids and Their

Derivatives (v1I. 3~ariltiazolidin«2-karbonovyye kisloty
i ikh proizvodnyye)
PERIODICAL: ghurnal Obshchey Khimii, 1958, Yol. 28; Kr 4:

, pp. B75-880 (USSR)

ABSTRACT & The chemistry of tniazolidine and 1ts derivatives was
studied spesially and in detail with the example of
thiazolidine~4~carboxy1ic actd, which forms an essential

Lt part of *he gtructur

o thiazolidine—z-earboxylic acid itse
d vatives were unknown until very recently. In one of the
previous works the authers demonstrated (Ref - 1) that
N-(Qemercapto ethyl) aryl amines easily condensate with
- 1, 1~-dihalogen alkyl and form F..aryl thiazolidine. In the
N Card 1/3 present worTk an analogous condensation with dichloro~

|
|
|

e of the penicillin molecule., HOWEVET,
1f as well as its devris
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Ethylepe Sulfide in the Synthesis of Heterscyclic 79m28~4~6/60

i Compounds #With 2 Heterc Atoms- Y11. 3-Aryl Thiszolidine-~
. 2.Carboxylic Acids and Their Derivatives :

acetic acid its amide and ether was carried out om the L

cccasion of which the corresponding 3.aryl thiazolidine~ b

= 2.-.carboxylic acida, theixr amides and ethers, and from the ‘

1= 1atter hydrazides were obtained. Conclusion: 1) Inters= 3

' action between Hw(ﬁﬂnercapﬁo ethyl)-aryl pmines and dich= L

e lorc-acetis anid loads to 3.aryl thiuzolidine~2«carboxylic ’

iy acids not degeribed in technical 1ireratura. By this method

N e M3¢pheny1w5~g;t01yl and 3-E-aniayi thiazolidine~2moarboxylic

: agid wewre obtained. 2} Condensation of N-(f ~mercapto ‘
ethyl)~aTyl with dichloro»acetamide which takes place in - I
analogous way 1eads to amides of the 3-aryl thiazolidine~
2.carboxylic azids which are not described 1n technizal
»1iteraturec By this method amides of the B—phenylm, 5T
~tolyl-; 3mo«tolyl—, 3—5—anisy1 and 5~0nanisy1 thiazoli=
dineancarboxylic acids weTre obtained. 3) Condensation =
of the N-({y-mercaps® ethyl)-aryl amines with ethyl ether )
of the dickloro acetic acid jeads to ethyl ether 3-phenyl-s
3~£mtolyl~y Bmgwanisyln and B—Omanisyl thiazolidinen2—
carboxylic acids not described jn technical literature
and which pass into their hydrazides under the action of
Card 2/3 the hydrazin2 hydrate.
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i ynthes f Heterocyclic 19
3 1fide in the Synthegis o L
gzgiiﬁ?xgss;ith o Hetero Atoms. VII. ?-.Aryl Thinzolidine
" p.garboxylic Acids and Their Derivefives

Phere are 2 tables and 1 reference, which is Soviet.

1 i w State
ASSOCIATION: Moskovekiy gosudarstvennyy universitet (Mosco
University)

SUBMITTED: March 14, 1957
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TITLE:

PERIODICAL:

-ABSTRACT:

|
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o

card 1/3

of /N ~Pyrroline-;

talytic gsynthesis of 5-membered heterocycles.
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79-28-4-8/60

Makarov, N. B.

4,4-0xyketones and 1,4-Diketones in the Catalytic Synthesis =

A’*«Dihydro—Thiophene Homologs and of the o
Pyrroleand Thyophene Homologs Respectively (1,4-o0ksike= =
tony 1 i 4-aiketony v kataliticheskom sinteze gomologoVv ;
o -pirrolina, Mr-digidrotiofena i sootvetstvenno gomologov
pirrola i tiofena)
Zzhurnal Obshchey Khimii, 1958; Yol. 28, Nr 4,
pp. 885891 (USSR)

As can be seen from previeus papers (Refs. 1.8) saturated
as well as unsaturated 1,4~diols are introduced in the ca=
On this occas
sion the double or triple binding nad the central position
in the case of the jatter, and it was between the second
and the third carbon atoms in this system of four carbon
atoms. In this connection it was of interest to introduce
the most simple 1,4~ketone aloohol as well as 1,4-diketone
irto the described gynthesis. These are bound to react in

joint catalytic dehydration with ammonia, with amines oT
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.~'1;4-0xyketones and 1,4’Diketones in the Catalytioc 1 ~26-4~8/60

iR Synthesis of AGnPyrroline-;'éﬁ-Dihydro—Thiophene Homologs 24 of St
the P7rrdeand Trorsphene Homologe Respectively - S : S

with hydrogen sulfide in the onol form like unsaturated L
diols with one and correspondingly hydroxyl groups with o
the carbon atoms of double bond. In the present wvork the
authors used {»acetopropyl alcohol as representative of
the 1,4-oxyketones. 1t reacted like pentene-z-dioluz,s
in the enol form undor the action of ammonia in the pre=
o gence of aluminum oxide at incressed tamperature, and
B produced the 5.methyl- At-pyrroline 50%) under the action
of ani1ine—1~phenylm2wmethy1~Lywpyrroline (58%) and under .
the action of hydrogen gulfide - -methyl- A ~-dihydro tiophene -
(38,5%) (Bef- 9). It was found that in the reactions descris
bed the precipitation of water and the closing of the nitro=
gen oOT gulfur containing cycles takes place directly by
means of joint catalytie dehydration of ammonia, the amines
or of hydrogen gulfide as well as of the 1,4-diols and also
. of the 1;4-~oxyketones OT 1,4-diketones in their enol form. -3
\ Consequently the formation of 5.methyl~ AN-dihydro-furan is <
, no obligatory jntermediate stage in catalythic synthesis
' of 2«methyl~£¥'«pyrroline from gwaoetopropyl alcohol and
card 2/3 ammonia. Conclusions 1,4-oxyketones and 1,4-diketones can
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1,4~-0xyketones and 1,4-Diketones in the Catalytic 79-28-4-8/60
Synthesis of A%-Pyrroline-, A%Dihydro-Thiophene Homologs
and of the Pyrrole and Thyophene IIomo;ogs Respectively

.be used successfully in the catalytic synthesis of
. 5-membered nitrogen- and sulfur containing heterocyclic
compounds. The joint catalytic dehydration of g-aceto=
’ propyl alcohol with ammonia, aniline, and hydrogeg g8ule -
g fide in the presence of aluminum oxide at 325-330° re= o
NE presents a good method for the corresponding synthesis "
of 2-methyl- A’--pyrroline, 1—phenyl-2-methyl-A’!—pyrroline,
and 2-methyl- Q*-dihydro thiophene. In the case of joint
catalytic dehydration of acetonylacetone with ammonia and : s
hydrogen sulfide at 325° in the presence of aluminum oxide :
~ the correspon@ipgAg,S-gimeyhy;mpyrgole,p1epheny192,5-dime= .
-~ " thyl pyrrole, and 2;5-dimethyl thiophene form.
There are 3 tables and 28 referencen, 17 of which are
Soviet, S '
ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State
University)
. SUBMITTED:  March 20, 1957

vard 3/3%
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W&‘glé;xakm; G. Bay 779-=28»5~41/69

vysokosovy A. Ne

in Organic Synthesis

Tetraacyloxy-ailanes
(Tetraatsiloksisilany v organichéskom ginteze ).
XIV, Synthesis of Homologs of {innamic poid{of -

& ~Alkyl- /BmPhenylacrylic Acids)
XIV. Sintez gomologov %orichnoy kisloty (ocaalkil-/g -

~fenilakrilovykh kislot))

Zrurnal Obshchey Khimii, 1958, Vol 28, NT 5
pDe 13021306 (UssR) :

vious paper it was reported (reference 1)

In the pre
the mixed anhydride of

thet tetraacetoxysilane -
gilicic and acetis acid -~ can pe used auccessfully

in place of scetic anhydrids in the synthesis of
aromatiy 9/G _unsaturated aclds according to Porkin.
This silzne entera condensation with penzaldehyde in
the presence of usual condensing agents, annydrous
sodium acetate as gell as potash; in which case cinnamlc
acid ~is not obtained in emaller yields than in the case
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Bl Tetraacyloxy-silanes in Organicri'?»ynthesiae ; 79.2845-4%/63 S
- B XIV. Synthesis of Homologs of Cinnamic Acid {of 06‘51kyl*7{3;_ -
T -Phenylaorylic Acida) - '

of scetic anhydride. T4 wa3 thersfore of interest to
L : use slsc the gilicic acid anhydrides of other
e gaturated monohasic acids for the synthesiz of zinneamic
. acid homologs. in the pregent work the silicis acid
pnhydrides of proprimonla-,butyricw; galorignicr;
isovalerianic- and sapronle acld weve introdused,on which
occasion a number sf e —alkyl- ~phenylacrylic acids &L
were obtained in yields of from 29 ~ 69.5 % (see scheme ). ~
Thus the silicle scid anhydrides of the monsbasic .
aliphatic acids can te used in place of the anhydrides - B
S of the corresponding azids in the condencation with =
! penzaldehyde, with bcmalkylﬁinnamis »ide resulting from I
1%, Wnen =zilicle acid anhydrides of proprionics and
¢aleric acid are used/cnly,the sorreapcnding cinnamic
acids ere cttained; in the case of the silicie acid
anhydride of isovaleric acid the ~igupropyistyrene is
formed as firal product. When using silicie acid
anhydrides of putyric acid and capronic acid besides _
Card 2/3 % —allycinnamis acids also styrenes aIe obtained as .
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' Tetraacyloxy-silanesg - in Organic Synthesis. 76-28-5-41,69
i . XIV. Synthesis of Homologs of Cinnamio Acid (ofoC—Alkyl-—ﬁ
. . ~Phenylecrylic Acids)

side products. There are 14 refereonces, 2 of which aras
Soviet, - - o o . o
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faptyey, 100 K. veivekov, G« B,, Yysoko28V, A, H.

Tetrepyloxysilanes in Organic Gynthesis ("L‘etmntci.‘-.r:kvf"
gilany v organicheskom sinteze) KV The Synthesisz of o, p-
_Unsaturated Acids of the Furfuran- ard Thiophen? Series
(Xv, sintes a,B‘nepradel'nykh Kiglol Tyeds yurans L niafena)

Zpurnal ocbshchey khinii. 1998: vol, 28, lir 6, Ol 195115491
{USSR) : :

In connection with earlier papers ine autnore (acf 13 wers
interested in bringing zoout condensatiun of Leirassylexys
gilanes with other aldehydes of arcmatic LYyEC viz, with

Gy
furfurohzuuithiopbene-?-aldehyde, in order tv cbtain the
B~(furfury1-2)~ and, carrespondingly, 3-{thien s iepnarylis

( ) @-{turfuryi-
.2)-aerylic acid (80 %) is obiained acgording be tpe usual
reaction msinod rooppmanded by veTkin {verkin)} of furfurol?
znd acecic,unhydride ip the presence of acetis gortassium.
There ere ne reports in papers regerding the synthesis of
w-nethyly g-gpropyl- and a-bﬁtyl-ﬁ-(furfury1~2)~acrylic acid,

acid. According =0 verckwald (Ref %) (Marknal®
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Tetrasoyloxysilanes in Organic Synthesis. %Y. The Syn- SUV/79-28-6-26/6%

thesig of u,ldheaturated Aeids of fthe Furfuran- and Thiophene Geories
according ic Ferkin's reaction. In the present paper the
following acids were synthesized in the parformsd condensa
tion of furfurole with silicon snhydrides of the sceglc.
propicnic~, tutyrics, valeric-, isovalsric ard copronic acxd
f-(furfuryl- 2)-acrv11" acid and correspondingly v-methyl-,

. a-ethyl-, a-propyl-, u-isopropyl and a~butyl-i-{fur ury1:2)-

A -ecrylic acid, which proved that the field of application

o of tatraacyxo7ynllane in crganic synthesis c¢an pe extended

- (see acheme 1), The condensation of thicphene-2-aldehyde

s with ailiconacetic nnhydrlde in the preseuce of acefic 7

' potassium lead tc {i-{thienyl-2)-acrylic ncid. Thiz acid had

already been produced by Bidermen (Bidermsn) (Ref 7) with

acetic anhydride in the place of the above menticned ap-

hydride, no yield was mentioned, however, There are 2 tables

and 11 references, 1 of which ia Soviet,

ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State University) [
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SUTHORS: . Yur'yev, Yu, ¥., Belyskova, Z. V. S0V/79-20-7-9/64

L S

- ' TITLE: Petraacyloxy-Silanes in Qrganic Synthesis (Tetraatsiloksisilany
N v organichaeskon sinteze) XVI. Bcnzoyloxy—Trichlorosilane anid

-2 : the Roantivity of the Benzoyl Granp (XVI.Bcnzcilokaitrikhlor«
T ' ~ pilan 4 roakbionnonponobnont! ban:oilokaigrnppy}
PERIODICAL: - Zhurnal obshchey Xhimii, 1958, Vol. 28, Nr 7,

: : pp. 1755 - 1760 (U8SR)

ABSTRACT: In the investigation of the reaction of silicon tetrachlorile )

- with benzoic acid the authors found that in the case of zn u

exceas of the former (molar ratios 1,7:1 and 2:1) without a e

c solvent, and on a heuting within 12 honrsg with subsequent vacuum g
L ] digtillation the benzoyloxy-trichlorosilane (Formula 1) is

obtained almost quantitatively. According to references 2 and
h 3 organic acids form on the action of excess silicon tetra-

j chloride at 1500-160° in cloged vesgels bhe corresponding
. chlorine anhydrides and the pilicagel (IX):5iCl
B ’ Ccard 1/3 "2Rﬁ6ﬁi¥fESi(0H)azr(iI)tﬁThﬁTindustri&luproducti

+4RCOOH — .
é}"»»o £ thI}Z Q;/_]‘_mr o B

et RS =) i
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Tetraacyloxy-S8ilanes in Orgznic Synthesis. XvI. SOV/79—2847-9/64
Benzoyloxy-Trichlorosilane and the Reactivity of the Benzoyl Group

chloride -from berzoic acid and silicon tetrachloride ig based

s on this fact. Contrary to earlier assumptions concerning thisa
e : reaction process (Schemea IIT end IV) tie datn of the present
1 experiments furnish a much more complicated picture, The
formation of benzoyl chloride is the result of the conversion
of the tetrabenzoyl oxysilane and benzoyloxy-trichlorosilane
forning in the reaction mixziure, as well as of the subsequens
decomposition of the latter at higher temperature. The
benzoyloxy group in benzoyloxy-trichlorosilane is more reactive
then the chlerine atong and it is nore easily substituted by
the ethoxy group on the action of ethylalcohol. There are 1
table and 20 references; 11 of which are Soviet.

ASSOCIATION: Hoskovakly gouudufctvennyy univernitét (Mosgow Stnte Univernity)
SUBMITTED: June 8, 1957
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- B ATPHOAS ¢ wz., cedovayn, He Ke : 30‘]/7%28-8-34/66 '
TIYLE ‘ Chemistry of selenophene (Xnimiye selenofena) X1, c=Yodo~

selenophenes in tne Organo-Todine Magnesiu@ synthesie of
Selenophene—(!-(larboxylic Acids (XI. anYadselenofeny Vv magniyor-

: gunicheskon sinteze eelenOfen-a-karbonovykh kiglot) -
. PERTODICAL: snupnal obshchey khimiiy 1958, Vol 08, Wr 8, pp. 2162-2164 T
I ' (ussR) e o
| 4BSTHACTY - wheyoas Umezawa (Unesava) in hie apar on the helogenation

i ' of the selemophone aunoleus (Ref 1%. olains that 2.helogen
: ' . gselenophenes, in partioular Z-todoaelenophene. ghow slmost -
o Grignerd {Gnn'yar) reaction with magnesium, the guthors
have eatablished, in their preasent paper, thet magnesium can “
. fora iocdive nagnesive selengphenes in dry ether, This re=- .
‘goition, howaval, requirea aun activation of the reaction

peene 12 pagnealum, the ether solution boiling continuous-
Iy« Cartoxylation of the resulting 2.iodomagnesiun galano-
raenes Tursishes the corresponding c-cerboxylic acids of the e

Cazd ’n/’a galemophene serigs, which are jdentical with those synthesiszed
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. fur'yev, Yu. Koy Roéantsev, E. Gey 50‘1/79-28-8-56/66
R TL U AL P O N, '

AUTHORS:

TITLE: Synthesis of the 2,5-Dimethyl-3-Alkylfuranidihes (sintez
2,5 -dimetil-J-alkilfuranidinov '

‘PERIODIGAL: Zhurnal obohchay khimii, 1958, Vol. 28, Nr 8,

' pp. 2168 - 2171 (USSR) .

ABSTRACT: The present paper describes the synthesis of the trialkyl-

: furanidines, which have the alkylradicals in the 2,3 and 5=
positions. Reports in literatu 2,5-dimethy1-5—ethy1-—
furanidine only &re available (Ref 2). The gynthesis is '
carried out by distillation of the 4—ethylhexene—1-ol-5
with phosp’noric acid. The authors synthesized the 2,';,5-‘51'1—
alkylfuranidines from 2,5-dimethy1-furanidone—3 according
to the following scheme:

: » S v Alkhigxz ,
2;5-dimethylfuranidone-3 B 2,5—dimethy1—5-a1&tyl-§- ;

s {
Card 1/3 hydroxyfu:anidine —-—-%—? 2,S—dimethyl-}—alkyldihydrofuran —-—é—)
' 2 . . - '
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synthesis of the 2,5-Dimethyl-3-Alkylfuranidines sov/79-ze-e-36/66

2,S-Gimehhyl—},alkylfuranidine. According to this method
:. o : 2;3{S-trimethy1f34hygr0£uranidinc; 2.55dimathyl—3-ethyl—}-
> - [ ,77h,ﬁw'hydroxyfuranidine and the 2,5-dimethy1—3~propyl-§4hydroxy- e
fufanidihe’which‘has'not~been,described,ﬁhexetpfore, were - .
synthesized. The dehydration of the 2,5-dimethy1"-'3;alky1'-3;;-:-» ‘
hydroxyfuranidine produces a mixture of the dihydrofuran
{somers with an admixture of diene hydrocarbons. For the
dehydration of the tertiary alcohols of the furanidine series
jodine and p-toluene sulfonic acid are the best means. The =
catalytic hydration ot the 2,5—dimethy1—3—alkyldihydrofuran'a .
yields 2,5-dimethyl—B-alkylfuranidjne. The described synthesis
of the 2,5,5-trialkylfuranidines represents a general method
of synthesis of the furanidine homologs of this structure.
There are 1 table and 7 refarences, 4 of which are Soviet.

ASSOCTIATION: Moskovakiy gosudaratvcnnyy‘universitet (Moscow State University)

SUBMITTED:  July 1, 1957 ' 3
card 2/3 ,
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JUR'YEV, To.K.; BELYAKOVA, Z.7.: VOIKOV, V.P.
" fotraacyloxy silanes in srganic syathesis, FPart 17: Acylation
of benzene by ailicon anhydrides of acatic acld, meno, 44 and tri-

Zhar.ob.khim. 28 no.9:

chloroacetic and (3 -bromoproptenic acids,
2372-2376 8 '35 , © (uIRA 11:11)

jyarasitets

1. Hoékovs!dy gosudaratvennyy un
(Acylation)

(Benzons)
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 AUTHORS: «yur'yev, fu. K., Belynkova, Ze Vey SOV/79-28—10—27/60
' Yelyakovy Ge Be i

TITLE: metra-Acyloxy Silanes in Organic Synthesis (Tetraatsiloksi-
silany v organicheskom sinteze) XVIII. On the Structure
of the Silicic Anhydrides of the Bivalent Saturated
Organic Acids (XVIII. O stroyenii kremneangidridov dvukhos-
novnykh predel'nykh organicheskikh kislot)

PERIODICAL:  Zhurnal obshchey khimii, 1958, Vol 28s Nr 1oy
pp 2766 - 2770 (UsSR)

ABSTRACT: - - " In connection with earlier papers concerning the syn-
" thesis of gilicic anhydrides of~biva1ent7organiq”acids
£rom silicon tetrachloride and saturated pivalent acids
in benzene (Refs 1,2) under the formation of hydrogen
chloride the problem concerning the structure remained
unsolved. Based on general congid erations the structure
of a silicic anhydride of the bivalent acid could be
given by the schenes (1),(II) and (111). Witk renpect
to the experimental results obtained in the acylation
of benzene and thiephene with the abeove mentioned an- ,
card 1/3 hydrides it must be menticned that only ketonic acids and
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Petra-Acyloxy Silanes in Orgahic gynthesis, AVIILIs ,SOV/79-QB-1Q-27/60
On the Structure of the Silicic inhydrides of she Bivalent gaturatad
Organic Acids

t#n-aos nccount ketones, l.e.the gymmetrical dibvenzoyl
and di(tenoyl-2)-alkanes, were obtained a8 reaction
products, 2as it is the case in the acylation of the
penzene nucleus with these enhydrides. The absence
of the diketones in the acylation products of benzene
and thiophene with the gilicioc anhydrides of the
bivalent acids was regarded as important, however, not
cempletely gufficient, proof of the structure(III). The
further experiment supplied ample proof of the structure
(III) since the twice smaller, theoretically necessary
g amount of hydrogen ehloride formed in the reaction
Al E of silicon tetrachloride with guccinic zgid in benznene
Bt medium corresponded to the formation of this structure.
The data of the analyses of the formed silicon succinic
annydride tend to prove the structure (III). The com-
parison of the experimental data and the calculated
" data in the table shows complately that the silicon
succlinic anhydride synthesized from succinic acid and
Card 2/5 SiCl4 according to the nethod mentioned corresponds to

SAsezR:
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- ‘petra-Acyloxy Silanes in Organic Synthesis, XVIII. = 50v/79-26-10-27/60- ]
On the Structure of the Silicic 4ink ated e
Organic Acids P

ydrides of the Bivelent Szhurate

in which the carboxyl groups are z
ur acid radicals combined with IR

. the structure (III)
1 table and 10 references,

maintained in each of the fo

the silicon atom. There are

3 of which are Soviet.
ASSOCIATION: Mbskovskiy gosudarstvennyy unifersitet (tioscow State
University)
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_AUTHORS: _zgrfyev,.Yus K., Vysokosov, A. Hey ' SOY/79-28—10-28/60
GodoVIXoTEy I Hgos .

PITLE: Tetra~Acyloxy Silanes in Organic Synthesis (Tetraatsiloksi-
‘ allany v organiohesken aintera) XIX. Synthesis of the
3. and 4—&81tro~01nnum10 Aoido and Thelyw Homology of the .l
a-Alkyl—B—(Nitrophenyl)-Acrylic Acida(XIX, Sinte: 3.4-d- o
nitrokorichnoy kislot 1 ikh gomologo¥ a«alkil—a-(nitrofenil)- 2
akrilovykh kislot)

;,- , PERIODICAL: 7hurnal obshchey khimii, 1958, Yol 28, Nr 10, '
S pp 2770 - 2772 (USSR) i

ABSTRACT: In the present paper the condensation of the silicic
anhydrides of the gsaturated monovalent organic acids
with m- and p-nitro—benzaldehyde was carried out.

The following nitro-cinnamic werse obtained in high
yields: 83,5% 3-nitro-cinnamic-, 89,5% 4-nitro-cinnamic-,
, . BB% 4-nitro-a-methyl—cinnamic—, 87% 4-nitro-a-ethy1-
“TT“T[T““”~:ﬁ,w~f~sinnamicfj»41%:4-nitrp;u:pggpyl-cinnamic-, 59% 4-nitro-a-

’middprcpylacinnuﬁibi”aﬁd‘4:nitrd:&:bﬁtylicinnumic:gngftrijtfwu~

"Cafdi1/3 Sodium acetate was used as condensing agent in the

/19/
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petra~Acyloxy Silancs in Oppanie Synthesio.XIX. - gov/79-28-10-28/66
Synthesis of the %- and 4-Hitro-Cinnamic Lotdn and Thelr Hemoloes of the

a—Alkyl-B~(Nitrophenyl)-Acrylic Acids

reaction of the m- and p~- nitro——benzaldehyde

with silicon acatic anhydride; in the condensations

with silicic anhydride of the other acida petash
(Scheme) was used. The same behaviour of these an-

' hydrides'and the aniiydrides of organic acids in the
Perkins reaction is demonstrated by the fact that their

" cendensation with nitro-benzaldehyde takes place moTe
completely and 1eads Lo higher yields of nitro-cinnamic
acids than of unsubstituted cinnamic acids. The
stabilizing effect of the nitro &7 e carbonyl
component is shown without any doudt in the intermediate
staye of the reaction where the ester of the orthe-
gilicic acid and of %he a—alkyl-ﬂ-(nitrophenyl)—ﬁ-
oxyhydre acrylic acid (11) formed from the nffiliation
product (I) loses.the gilicic acid more easily under
the formation of the conpound (I11) than it is subjected
to the decarboxylation and the separation of silicie
acid under the formation of the nitro-styrene homolog (IV).

Card 2/3 The condensation mentioned above offers high yields of

R ig

0513R001963220014-3"
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Tetra-Agyloxy Silanes in Organic Synthesis. XI e S0V/79-28-10-28/60
Synthesis of the 3- and 4-Hitro-Cimnanic Acids z2nd Their Homoclogs ¢f the
w-blkyl-f- (W*trophenyl) Acrylic Acids

the corv-esponding nitro-cifinamic acids also in the
case where the silicic anhydride is formed from an acid S
with a ramified radical. There are 2 tables and 9 refer- .
ences, 2 of which are Soviet.
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“ GI9LE:  The Chemistry of Selcnophene (Knimiya selenofena) o
- . XIII. Cyano-Ethylation of the Ketones of the Selenophene - .
Al Series (XIII. Tsianetilirovaniye ketonov ryada selenofenz)

i
. |
PERIODIGAL: - Zhurnal obshchey khinmii, 1958, Vol 28, Ir 11, .
pp 3036 - Jod (USSR) !
: i
ABSTRACT: In an earlier paper (Ref 1) the authors succeeded
to amino-methylate the ketones of the selenophene i
geries according to Mannich (Mannikh), which led L
to some ﬁ-dimethyl-aminoalkyl-(selenienyl—Z)-ketones. o
In the present paper they: continue the investigation
of the reactivity of these ketones and attempted to
carry out their cyano-ethylation. The cyano-ethylation
L of the 2-acyl selenophenes that do not have alkyl
s redicals in the position 3 takes place quantitatively
on the action of acrylonitrile in the presence of an
alkyl alcoholate. In this way the following 8 -ketone
nitriles of the selenophene series were obtained: :
card 1/3 1',1',1'-tri(cyano-ethyl)-Q—aceto—selenophene, ]
E
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The Chemiétry of Selenophene. XIII. Cyeno-Bthylation SOV/79-28-11-50/§5
of the Ketones of the Selenophenc Series

1',1'-di(cyano4ethyl)—2-propioselenophene, and
1'—methy1-1'-cyano-ethyl-z-propioselenophene. The
cyano-ethylation of the 3-methyl-2-acyl selenophene
does not take place, apparently because of the
difficulties in the spatial arrangement. Only in the

“case of %he'5;methyla2—aceﬁoselenopheneAa,reaction,7

Caid 2/3
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took place, however, with a smaller yield of
3-methyl—1',1',1'-tri(cyano-ethyl)-2-acetoselenophene.
Tn the alkaline Lydrolysis of the §-ketonitriles

of the selenophene series “ketonic acids unknown
before in this series were obtained:1',1',1'~tri~
(carboxy-ethyl)—Z-acetoselenophene, 11,11-di(carboxy-
athyl)-2-propioselenophcene, {-methyl-1'-carboxy-
ohhyl-Z-propianelunaphﬂne and §-mothyl—1'.1',1'-tri-
(urzrhoxy-athyl)aa-ucetuaolanophaxm (Saheme 1) The
reduction of the 1‘-methy1—1'-cyuno-othyl-Q- ‘
propioselenophene with formic acid according to the
method by A.N,Kost and his collaborators (Ref 8)
thev3,5-dimethy1-2a(se1enienyl)-piperidon-6 was
synthesized (Scheme 2). In the synthesis of the

g}% i 5]
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] 2-isobutyroselenophene, 3-methyl-2- 1sobutyroselenopnenc:
e and similar selenophenes it became evident that the
silicic anhydrides of the so.tur@tedmmx/alent orgoalce

: acids are convenient acyla 2tion asenta of the gelenophene
nucleus, which is wlso the case in the synthesis sf the =
ketones with ra omified radicals. There are 12 refcrences,

8 of which are Soviet.
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TITLE: Chemistry of Selenophena'(Khimiya selenofena) Xiv.
Reactions of Selenophene—Z-Aldehyde (XIV. Reaktoil se-
lenofen—Z—al'degida)

PERIODICAL: . Zhurnal ovahchey khimii, 1958, Vol 28, Nr 11,
pp o4t - 3odd (U3sBR) o

ABSTRACT: Continuing earlier papers (Refs 1—3) the authors
further investigated the reactions of aelanoy 2o-2-
aldehyde which &re'characteristic‘of aromabic nldichydes.

They introduced this aldehyde into the Hantsch

(Ganch) reaction and in o condensation with acetic
ester and nurmonia obtained the diethyl ester of the
2,6-dimeth31~¢~(sglonienyl-z')-1,4-dihydropyridine_3,5-
dicarboxylic ccid (Scheme 1). The condengation of
selenophene-z-aldehydes with barbituric acid, malonic
acid and malononitrile yielded the gselenenal-2-barbi-
turie, gelenenal-2-malonic acids, and selenenal-2-
malononitrile (Scheme 2). In the oleavage of the

Card 1/2 5-(selenena1-2'}thiazolidone-4-thione-2 (Ref 2) with
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" Chemistry of Selenophene. XIV. Reactions of Seleno- Sov/79-28-11-31/55 "
" phene-2-ildehyde s

alkali liquor the 2-thione-3-(selenienyl-2')-propionic Do

acid was obtained in good yield, which on the asetion =
of hydroxylamine wvas transformed into the 2-oximino-3- e
(selenienyl-2')-propionic acid (Scheme 3). The oxime L

of selenophene-2-aldehyde served as basic product for

the gelenenyl-2-amine, obtained by the reduction of

_pitrile. The condensation of this amine with
selenophene-2-aldehyde lead to the “i-(xlenenal-2')-

i gelenenyl-2-amine, with selicylic aldehyde to the N
N N-salicylal-(selenenyl-2' Y-amine, which could form
- 1 denms nonolnx eorimonnd cuvt Tacrs ore 2 figures ard
" 3 soviet references. o e
3 5f'.“ ' ASSGCTIATION: oslovelly Soonorsivennyy wniversitet (foscow State
’ ’ University)

SUBMITTED:  September 30, 1957 K
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Yurtyeer—Fav—Ery Yezenisova, N. N.) sov/79-za-12-22/41
Vashevskiy, V. Ta. .

The'@hemistry\of gelenophene (Khimiye salenofena) XV. 2-Vinyl
Selerophene  (XV. 9-Vinilselenofen)

whuonal obshchey khimil, 1958 Vol 28, Nr 12, pp 3262~-3265
(USSR) -

tontinsing their asxlier papers in the field of selenophene
snenistry with respuct to the selenophene-d ~aldehydes (Refs 1-5)
tne authors synthesized tne 2.vinyl selsnophenej the

catalytic dehydration of methyl-(selenienyluz)-carbinol turned
aut to be a hettar gynthesis method than the decarboxylation

of B ~=-(,selenienyl)uEHucrylic acld, as 1t led to the synthesis

of 2o7inyl selesnophene in considerably higher yields:

—_’i;_g i '\ Z €02

- CE=ClL, — CH=CE—COCH

\ — CHONICH 3

€ @
Methyln(selenienyluZ)ucarbinol, as well as the ethyl- and
phenyl»(selenienylnz)u3a3binol were obtained by the reaction

of selenophene»2~aldehyda with alkyl and aryl magnesium halides.
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" The Chemistry of Selenophens.XV.2-Vinyl Selenophene SOV/79--28-12-22/41 e

In the investigation of the effect of various dehydration
agents on methylm(Belenienyl=2)~carbinol it wes found that in ‘
the presence of acid sompounds (of potasszium bigulfite, p- :
toluene-sulfonic aecid etc.) as well as in the presence of ;
eaustic potash the 2-vinyl selenophene formed is almost com- ro
pletaly polymerized. 1In the thermal dehydration the yield of 1R

{

H

them amounts to $0%; whereas in 3he dehydration in the vapor

phass with aluminum oxide at 2C0 thig figure is 80%. In the

above-mentioned decarboxylation resction the yield amounvs

to 40% only. &-vinyl gelenophene reacts with diazo methane

and forms 4-(selenienyi-2')-pyrazoline, and with dimethyl

formamide in the presence of phosphorus oxychloride the

, 4(selénienylaa)éacrolein'(Sehame~2).rrIn,the oxidation of

the latter with silver oxide the -(selenienyli-2)-aorylic

acid was obtained, with hydrogen peroxide, however, selenophene~

2.carboxylic acid (Scheme 3), There are 1 table and 5 Soviet

rafarences. r‘:
|

{Mogcow State University)
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50V/51L-6-1-8/30
.Yu.K._ B

faumayerskiy, Nudo. fatevsbiy, V.M, and Yur'yev,.

Pos Alsarpbion Axd Remen Spsctra of Selenophane end Its Hethyl
Spaktyy peglezheheniyd i spaktry kembinatsionnogo

3
Hemelnguss {
rassevaxiya colencfena 1legd me’ci.lgwologov)

"<

Optiks i 5paktroskopiye, RIS, el &, ¥r 1, pp 46-50 (USSR)

Taa wopur reporbs atudies uf 4ine Snrrtred- and ultravioletabiorption ;
spestrs Ant RREAL 2psaire efrslencrheas (1), 2vpethylsslensphens (i1),
3-wethylselerornens (111, % ,3=-1imaethylselsnopueae (IV), -
2,4-3imethylselencphens {n, 3, 2-d3mathvisalenopnons (VI)% 'he e
Raman atectra wera cbtained on & Steiaheil spectrograph (lineer
dieparsian €, nr/d)  The absorutica spactre in the infrarsl_wers .

chtaingd uging an XKS-1l spectramator with LiF (3300-5000 cn™),

Racl (eﬁoafcoow;-g"l) end KBr (400-£00 a~l) prisme. An infrared
spactranator VIikSM-3 with & NaCl prism wac also used. The ultraviclet .
nbsorpeien Apeutrd wora chtained in 1ancctsne usicg A SF-4 spectroe-
rhottmetes. Lisaguransata of the infrared epsctra, abtainad naing the
V(KSM-3 speutrometer, and of the ultraviolet zpactra vere carried out

st the Opti-s Laboratory of 1.8.8.0.8. of tho Academy of Sclencaes of the
U.S.S.R. Selerophese and its acmologies studied in the present work

5 ' AT Saiis
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: 09/19/2001
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haé the properties given irn a table on p 50. Fig 1 gives the
Roman spsctra of substances I, IIX and V (curves a, € and € reapsctively).
Fig 2 gives the infrared absorption spsctra of all the six substances
studied and Fipg 3 gives the corresponding ultraviolst absorption svectrs.
Ir all the substances (with the exception of VI) characteristic intense
absorption hends appeared in the infrared betwesn 1209 end 1250 anl.

The coincidence of certain frequencies apd the general similarify of .
the infrared absorption spectra of thiophene and selenophens and its -
homologues 28n ba taken as confirmation of the plane structure of
selenopherne, which belengz te the Cpy typs of symmetry. ihe Raman and
the infrarsi abgorption spectra of selenophene agres with the results :
reported hy Gerding et al. (Ref 1). The spectra of selanophens
homologues show characteristic frequencies due to vibrations of the
substituents (tabis on pp 46-47). The ultraviolet absorption spsctra
cf selenophens and its homologues cbtained in the region 2200-2800 3 aid
not diffar grently betwesn each other (Fig 3). The ultraviolet spectra
of thiophene and ite homologues behavs in & similar manner. The authors

By, g i e e
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ithe Absorp : S0V/51-6-1-8/30
#he Absorption and Raman Spactra of Selencphens and Its Nethyl H{mozogu“/ sy

8uggest that the infrared absorption and the Reman spectra of
selencphene ard 1ts homologues may be used for identification of
thess compounda. There are 3 figures, 2 tables and 11 referencas
5 of which are Soviet, 3 French, 2 English and 1 Japansse., '
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sov/75-29-4-9/11
phene-z-aldehyde and the

xVI. 4- and S-Hitroseleno
¢ Isomeric ﬁononitroselenophenes
' ibed

gelenophenesd obtained in aifferent ways.
py Umezawé thus represents according‘to
the authors, & mixture of 5-ni troselenophen® (30%) end
selenophene { %). From the nitration of seien®
with the nitratio 1lts consisting of
4-nitroselenophene-2 2-aldehyde,
and 2,4ndinitrose1enophene. The first and the 1atter were 2€P
arated therefrom. The presence of 5-nitroeelenophenu-Z—aldehyde
ption spectrul n the ultraviolet e
_o_gldehyde and the 1A

3 thn»resulting 4-nitroselenophene—2-carboxy11c
}-nitronolenophene. The ahsorption

of the nitro derivatives of
re similar {0 the spectrs of

of the furan- and thiophene
tructure of this coppound

atom. There are
2 of which areé goviet.
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KBSTRACT: an interesting gyntpesis method of ﬁ-djketo;xea of the EGGCHZGGB
acylation of melenic ester Wit acld anhydrides in the
; otate oatalyst (Bef 10)«

oxide 0¥ coppe’
4ne present Pe was investigatedv wnether gilicides of
monobesic orgenic acids cen he nsed in {nis reactione
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diketones we rields of 34-31%= pen‘l;anedione-Z,A,
heptanedione-},s, nonane&cnead;6, \mdecanedione-‘j,'l, ,B-aimethyl
6 and tridecenedioneaﬁ,B, By the benzoic
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